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(57) [gft] 



[*ft?R] (A) *»tkS7^«xi87K«ttM. &tf(B 
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Rfl(CH 2 ) n 0H (1) 
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[Patent Attorney] 

(57) [Abstract] 

[Problem] Curing doing with low temperature, offer of water-dis 
persing type fluorine type water and oil repellant composition 
which shows thewater and oil repel lency which is superior. 

[Means of Solution] (A) Water-dispersing type fluorine type wa 
ter and oil repellant, and(B) General Formula (1) : 

Rfl(CH2)nOH (1) 

Water and oil repellant composition which contains fluorine co 
ntaining alcohol which is displayed with (In Formula, Rfi is 
perfluoroalkyi group ofcarbonnuni)er4to6or 
perfluoropolyether group of thecarbon nurnber 4 to 25, n is 
integer of 1 to 6. ). 



WMWH] (A) Jk»1kMyvXJk1KL*&»1& % RV(B 
) HMt(1) : 

RfUCHj) n 0H (1) 



[K*«2] UE*»(A) 

a>&**i&*ijflj£fe. 



[QainXs)] 

[Claim 1] (A) Water-dispersing type fluorine type water and oil 
repellant, and(B) General Formula (1) : 

Rfi(CH2)nOH (1) 

Water and oil repellant composition which contains fluorine co 
ntaining alcohol which is displayed with (In Formula, Rf I is 
perfluoroalkyi group of carbon nurnber 4 to 6 or 
perfluoropolyether group of thecarbon number 4 to 25, n is 
integer of 1 to 6. ), 

[Qaim 2] Water-dispersing type fluorine type water and oil repe 
llant of aforementioned component (A) , water and oil repellant 
composition which is stated inthe Qaim 1 which is a 
copolymer of fluorine containing (meth)acrylic acid ester and 
(meth) acrylic acid ester. 



[000 1] 



[Inscription of the Invention] 
[0001] 

[Technological Field of Invention] This invention regirds fluori 
ne type water and oil repellant composition of water- 
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So 



[0 0 0 2] 

So CtLe»0)a*fflaSiJ^«*t&S*Ji:LTfflLvf»tL5 
Bid*, -teKJD&iox (ta7'J>y 

) £ti& 0 C0)*a7U>yag*<, S«, 150 °cm± 

. *a7'j>yaBtffii» («*if 100 °ciaT) t, n 
*©tta«rt"*aa*l»*cfc*t-e*fti\. ca>fca 



[0 0 0 3] 



[0 0 0 4] 

a*a»tts*»r*c4:*jiajLfc. r«pfr*, *ss 
ai4. (A) *5HftB7 9*»a*a»M, atfa» -a 

: 



RfUCH 2 ) n 0H (1) 

«*, Rf 1 aa*a4^6a>/«»7^a7;i/^a 
-^«**r*a*aa*iart**ffl«-r*t,(D-cft4 



[0 0 0 5] 

[*0jo)S8£(D^si] bit, *aa«raai=anr«. 



(A) *»aa7!yaxa*aaM 



dispersing type, especially details includingthe fluorine 
containing alcohol, regard said composition which is superior in 
low temperature curing property. 

[0002] 

[Prior Art] Until recently, rater and oil repel lant of water-dispe 
rang type which consists of copolymerwhich contains 
perfluoroalkyl group is known These water and oil repellant 
case where it is used as fiber treatment agent, after theapplying, 
hot fabrication (curing) it is done generally. If this curing 
temperature, usually, is 150 °C or higher, fiber which 
issuperior in water and oil repellency is acquired. But, curing 
terrperature is low, ( for example 100 °C or below ) with, fiber 
which possesses equal performance cannot be acquired Because 
of this, there was a deficiency that sufficient effect is not 
acquiredvis-a-vis material where heat treatment with high 
terrperature like wool , the silk and new synthetic fiber is 
difficult. 

[0003] 

[Problems to be Solved by the Invention] Then, problemof thi 
s invention, curing doing with low terrperature, is tooffer water- 
dispersing type fluorine type water and oil repellant 
composition which shows water and oil repellency which is 
superior. 

[0004] 

[Means to Solve the Problems] As for these inventors, as for res 
ult of repeating various exaninauononthe basis of recognition 
of problemof Prior Art, fluorine type water and oil repellant 
conpositionwhich includes specific film forming auxiliary agent, 
making film was done easily with thesurface of fiber, low 
temperature curing did and discovered fact that thehigh water 
and oil repellency is shown. As for namely, this invention, (A) 
water-dispersing type fluorine type water and oil repellant , 
and(B) General Formula (1) : 

Rfl(CH2)nOH (1) 

It is something which offers water and oil repellant composition 
which contains fluorine containing alcohol whichis displayed 
with (In Formula, Rfl is perfluoroalkyl group of carbon 
number 4 to 6 or perfluoropolyether group of thecarbon 
nurnber4to25,nisintegprof lto6. ). 

[0005] 

[Ernbodirrent of Invention] Below, this invention is explained i 
n detail. 

(A) Water-dispersing type fluorine type water and oil repellant 
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MB) S»(=*IBtt<*«-e*, »«L<ltt7-;« ( 
i^^I&(*t'fel) 0 «Tfc, (*jr) 7^ 



(y*) 72 «;m/»xx-tju 



Rf2-X0C0CR1=CH 2 (2) 

) : 

-S0/IR3-R4- (3) 

(S*. R 3 te**«*XI*7JU*^*T?fcy, R4 



-CH2CH(OR5)CH 2 - (4) 

[0006] «rERf2-c**tiS^;i/*P7^*^4Si: 
LTW\ (5) : 

(S*. ptt3~200>»8u »£L<l*6~12tf)ggitT* 

W**L<tt**is : f ■cflSi4tLfc7;u*Q7JU*;H6 
tf£Li> 0 Bi7;i/*-P7iu*;u4fca)ft(*«i:L-cii, cf 



Fluorine type water and oil repellant of water-dispersing type w 
hich is used for conposition of this invention, theemilsion 
where fluorine containing organic resin is dispersed in aqueous 
medium is meant. To said water-dispersing type fluorine type 
water and oil repellant , without especially restriction as 
fluorine type fiber treatment agent etc be ableto use thing ( for 
exanple fluorine containing acrylic resin or fluorine containing 
methacrylate resin ) of prior public knowledge, it is a copolymer 
of preferably fluorine containing (meth)acrylic acid ester and 
the(meth) acrylic acid ester. Below , copolymer of fluorine 
containing (meth)acrylic acid ester and (meth) acrylic acid ester 
is explained 

Fluorine containing (rreth)acrylic acid ester 

Fluorine containing (nxth)acrylic acid ester is at least 1 kind wh 
ich is chosen from group which consistsof acrylic acid ester 
which possesses fluoroalkyl group and methacrylic acid ester 
which possessesthe fluoroalkyl group, said ester is monomer 
unit in order to grant water and oil repel lency to copolymer. 
As for fluorine containing (meth)acrylic acid ester, for 
exanple General Formila (2) : 

Rfc-X0C0CRl=CH2 (2) 

(In Formila, Rft to be fluoroalkyl groip, Ri to be hydrogen 
atom or methyl group,as for X alkyiene group and general 
formila (3) : 

-S02NR3-R4- (3) 

Are displayed with (In Formula, R3 is hydrogen atom or alkyl 
groi^), R4 is alkyiene groip. ) group , and general formila (4) 
: which 

-CH2CH(OR5)CH2- (4) 

It is a organic group of divalent which is chosen from group whi 
chconsists of (In Formila, R5 is hydrogen atom or acyl group. 
)) with you can list those which are shown. 

[0006] As fluoroalkyl group which is shown with aforementione 
d Rft, for exanple general formila (5) : 

OF2P4-1 - (5) 

Straight or branched perfluoroalkyl group and which are displa 
yed with (In Formula, p integer of 3 to 20, is integer of the 
preferably 6 to 12. ) or you canlist fluoroalkyl group where 
portion of fluorine atom of these bases issubstituted with 
hydro^n atom or chlorine atom, among these perfluoroalkyl 
group isdesirable. As embodiment of said fluoroalkyl group, 
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3 <CF 2 ) 4 - , CF 3 (CF 2 ) 5 - % CF 3 (CF 2 ) 6 - % CF 3 
(CF 2 ) 7 - .CFjCCFPg- ,CF 3 (CF 2 ) 9 ~ , (CF 3 

) 2 CFCF 2 - , «3F$fiFlGF$ t - , (CF^CFCCF^-- 
, (CF 3 ) 2 CF(CF2) 5 - , (CF^^FCCF^g- , (CFg) 
2 CF(CF 2 ) 8 - , (CFj) 2 CF(CF 2 ) 10 - . H(CF 2 ) 10 - 
RXS CF 2 CI(CF 2 ) 10 - 



CR3(CF2)4 - , CF3(CF2)5 - , CF3(CF2)6 - , CF3(C 
F2)7- ,theCF3(CF2)8- , CF3(CF2)9- and(CF3)2 
CFCF2- ,(CF3)2CF(CF2)2- ,(CF3)2CF(CF2)3- , 
the(CR3)2CF(CF2)5- ,(CF3)2CF(CF2)6- ,(CR) 

2CF(CF2)8- ,(CF3)2CF(CR>)10 - , you can list theH(C 
F2)10- andCF2d(CF2)l0-/ 



[0007] HtriHS (2) +a>x-e^*ft6-«fifl>:fr«£ 
, 1-10, »*u< i -4<D»ttttxi*»i6tta)ta)/i< 

[0 0 0 8] «rE-«*(3) ^OlPT^StlSTiU^l/ 
ftStttf. 3ft, 1-10, ff£L<l*1 -4<JDiS 

, V^JUg, tert-^juS, 'O^uS, 
>^M/£, ^*v;uit, ^^;uS> *^juS, y- 

41*, mEX£LT«*Lfc7;U*b>3l*0ttlc % ft 

mm*. i-io, #*L<tti~4a>ta>-cj 



[0 0 0 9] «IE-ft*(4) <PO R5|i, as*»)&< % fi 

1 -10(07 vjult-efcy, ft{*wicii7hjU5;nt % 

[0 0 10] HMCQ) T?»4#l**7** $0 7 
^ 'J^iiXf/KDIWJi: LTf*, CF 3 (CF 2 ) 7 (CH 2 )20 
C0CH=CH2 , CF 3 (CF 2 ) eCtyOCOC (Clfe) =CH 2 , (CF3) 2 CF (CH 
2 ) 8 (CH 2 )20C0CH=CH 2 , CF 3 .(CF 2 ) 7 (CH 2 )20C0C(CH^=CH 2 
, CF 3 (CF 2 ) g (CHp^)C0CH=CH 2 , CF 3 (CF 2 ) 7 S0 2 N(CH 3 ) ( 

CH 2 )20C0CH=CH 2 , CF 3 (CF 2 ) 7 S0 2 N (C 2 H 5 ) (CH 2 ) jOCOC (CH 
3> =CH 2 , (CF 3 ) 2 CF (CF) 8 CH2CH (0C0CH 3 ) C^OCOC (Cfy) =CH 
2 , H(CF 2 ) 10 CH20COCH=CH 2 Z!Lt; CFjGI (CF 2 ) 1C CH 2 0C0C(C 
H^CH^plf b*l&„ 7*U;H£xX 



[0007] those ofstraigfrt or branched of 1 to 4 you can list for 
example carbon nurri>er,usually, 1 to 10, desirably as alkylene 
group among organic groi^) of thedivalent which is shown with 
X in aforementioned Formula (2) , canlist methylene group , 
ethylene group , trimethylene group , propylene group , ethyl 
ethylene groip, tetramethylene group ,the hexamethylene 
group and 2 - methyl propylene group etc concretely. 

[0008] As for alkyl group which is shown with R3 in aforementi 
onedgeneral formula (3) , carbon number, usually, is alkyl 
group of straight or branched of thel to 10 and preferably 1 to 
4, you can list methyl group , ethyl groip , propyl group , the 
isopropyl group , butyl group , isobutyi groip , t-butyl groiq> , 
pentyl group, neopentyi groip , the hexyl group , heptyi 
group , octyl group , nonyl group and decyl group etc 
concretely. As for R4 in aforementioned general formula (3) , 
in same way as thealkylene groip which it illustrated as 
aforementioned X, carbon number, the usually, is things such 
as 1 to 10 and preferably 1 to 4. 

[0009] As for R5 in aforementioned general formula (4) , car 
bon number, usually, is acyl groi^ of 1 to 10, you can list 
formyi group , acetyl group ,the propanoyl group , butyryl 
group and valeryl group etc concretely. 

[0010] (T3(CF2)7(CH2)20CXDCH=CH2, CF3(CF2)6CH2 
OCOO(CH3)= CH2 and ( CF3 ) 2CF(CF^)8(CH2)20GOCH== 
CH2 , CF3 (C F2)7((^)20CDC(CH3)= CH2 , CF3 (C F2)9 
(Qfe)2CXX)CH= CH2 , the CF3 (C F2)7 SQ2 

N((^)(CH2)20CDCH= CH2 , CF3 (C F2)7 SQ2 N(C2 
H5)(CH2)20CDC(CH3)= CH2 and(CF3) 2CF(CF)8 CH2 
CH(OCO CH3) CH2 0CDC(CH3)= CH2 , you can list H(C 
F2)l0CH2OCOCH=CH2 andtheCF2 Cl(CF2)loCH2 
OCOC(CH3)= CH2 as embodiment of fluorine containing 
(meth)acrylic acid ester which is shown with General Formula 
(2) . Containing o element (meth) acrylic acid ester or 
combining 2 kinds or more can also useeven with 1 kind alone. 



[0 0 1 1] *fi#{**00#^* 7^'j;b8x 
XxJU0#^MIi, aft. 20M%ia±"C*<, fcPSL 
< Ii30-70MM%, ftfctf * L < l*50-70Sfi%-C*&£ 



[001 1] Content of containing o element (meth) acrylic acid es 
ter in copolymer, the usually, may be 20 weight % or more, it is 
a preferably 30 to 70 wt% and a particularly preferably 50 to 
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[00 12] 7^'Jil/»iXfil/ 

7* 'J^»xx-tJU*. Att£{*0)S£g£fI3 

*) 7^ g;U»xXf-JI/tLTtt, tt*l*-tt5t(6) : 



CH 2 =CR1COOR2 (6) 

RH*7X*«^Xtty^;u«-e&y, R* rift 

*»4~18 % »*L<I4 6-I607;i/*;H|-Cfc6) T* 

-K iso (y*) 72UU-K n-y-;b 

7£UU— K n-5^u;u 7*yu 
- K iso -Xf7 'J ;i/ (*$r) y^iju-K n -a. 
*vM, 72VU-K n-^>^x* 

7^7 U U- h&tf n -Xf*7U;U 7£ 'J U— h 

rt^lfbti, Cftb0*T*te, n-/-;u r>$r) 
■J u- h&l/n -^U/U (y*) 7£ h##* 

[0 0 13] ^m^W^O O*) 7^7 'j;UKxXir;U 
~50Sg% % »(z#*L<li20~40BS%-efc-& D 

7Htrt<*+5N=4*»£rt<fcy, *fc % *xmo)|Bj£ 



[0014] -t(oftS0x^u>tt^Fiawxffl«&$^r-r 
t?to>-et<fc^o BJHatMHftitTtt. mitt CH2=C 

HCNNH^ CH2=CHC0NH 2 % CH 2 =C (CH3) CONH 2 , 



[0 0 15] 



70 wt% When ratio of containing element (meth) acrylic 
acid ester is too small, thereare times when water and oil 
repelleney of corrposition of this invention becomes 
insufficient. 

[0012] (meth) acrylic acid ester 

(Meta) Acrylic acid ester is used in order to adjust degree of poly 
merizationof copolyrrer. Especially, as corrposition of this 
invention when it uses, as fiber treatment agent it issuperior in 
water and oil repelleney, fiber which had soft texture can be 
acquired As (meth)acrylic acid ester, for example general 
forrrtila(6) : 

CH2=CRlOOOR2 (6) 

You can list compound which is displayed with (Iji Forrriia, R 
1 is hydrogen atom or methyl group, R2 is alkyl group of 
thecarbonnumber4to 18 and preferably 6 to 16. ). As 
errbodiment of said (meth)acryiic acid ester, you can list n- 
butyl (rreth)acrylate , iso - butyl (meth)acrylate , then - nonyl 
(meth)acrylate , n - lauryi (rreth)acrylate , iso - stearyi 
(meth)acr>date , n-hexyl (meth)acrylate , n - penta deca 
(meth)acrylate and n - stearyi (rreth)acrylate, amongthese, n - 
nonyl (meth)acrylate and n - lauryi (meth)acryiate are desirable. 
You can use (meth)acrylic acid ester, combining 1 land alone 
or two kinds or more. 



[001 3] Content of (meth) acrylic acid ester in copolymer, usua 
lly, may be the 1 0 weigjit % or more, it is a preferably 1 5 to 50 
wt% and a particularly preferably 20 to 40 wt%. When 
(rreth)acryiic acid ester is too little, filmforrrring property of 
corrposition whichis acquired decreases, as a result, are times 
when low tenperature curing property of the water and oil 
repellant becomes insufficient, in addition, soft texture is not 
acquired to thecase where it uses corrposition of this invention 
as fiber processing material. When conversely, (rreth)acrylic 
acid ester is many, there are times when water and oil 
repellerK^becomes insufficient. 

[0014] It possesses other ethylenically unsaturated double bond 
monomer 

Aforementioned copolymer to other than aforementioned fluor 
ine containing (meth)acrylic acid ester andthe (meth) acrylic 
acid ester, may be something which includes monomer unit 
whichpossesses other ethylenic unsaturated double bond As 
said monomer unit, for example CH2 = CHCNNH2, CH2 = 
CHCONH2 and CH2=C(CH3)CDNH2, 

[0015] 
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^ k1] [Chemical Formula 1] 

A 0 

CH2=CHC00CH2CH— CH 2 CH^C (CH3) C00CH 2 CH— CH 2 



[0 0 16] CH-fCHGOOCH^H^H. CHjfC (CH3) C00CH 2 CH 
2OH , CH2=CHC0(0CH2CH 2 ) a 0C0CH=CH 2 (5£* % al*2- 
500 ggfc V h 6 ) » L < ISCH-fC (CH3) CO [OCH^H (CH*) ] b 

0C0C(CH3)=CH 2 (5t + . bli2-5O0&®) -CSS*!.* 

; x*u> % J6<btf-/i/, /\py>ibtf-Ux>, 
a^u>, 7 ±I5UW<D7$ u;u8h&7;u* 

7ji/+^xxf;k '<>v;u*£^'ju-K 7^mp 
-h';;u, ***mp:lmj;u, tf-ju7;u*^>r h> 
. e-^7;u*;ux~rJK -fv^u>, ^pp^u> 



[0017] «na*a^(*o>Bfi^»^»tt % 

10,000-500.000 T*cfc<, SF£L< 1*50, 000-200, 000 

*ftK*J»fc<ffifflr*Ci:A<-e# % ftfcB'f *:>tt# 
B SttM t #-f *■ :/tt*Bfi SttM t <D»mtfi»* L i*. 

Btt, 10—150 °CT?<fc < , #£L<f*40-100 °CT*&6 



[0 0 18] (B) 47*;»7^a-il 
(B) *»0#7«y*7;i/3-;i,tt % itmffijS'JibLTf^ffl 



[0016]<^ = CHCOOCH2CH2OPi CH2 =C(CH3)CXX) CH2 
CH2 0H and CH2 = CHCO(OCH2CH2)aOCOCH=CH2 (In 
Formula, a is integer of 2 to 50. ) or those which are 
diariayedwith CH2 =C(CH3)(X)[0 CH2 CH(CH3)]b 
0000(CH3)= CH2 (In Formula, as for b integer of 2 to 50); 

alkyl ester of acrylic acid other than ethylene , the vinyl 
chloride, vinyiidene halide , styrene, acrylic acid and 
description above, thealkyi ester of methacryiic acid other 
than methacryiic acid and description above, you canlist 
benzyl methacrylate , acrylonitrile , methacrylonitrile , vinyl 
alkyl ketone , vinyl alkyl ether , isoprene ,the chloroprene 
and maleic anhydride, durability of said copolymer, solubility 
or other various property for solvent can be granted 
byselecting this kind of monomer appropriately. 

[0017] Weight average molecular weight of aforementioned co 
polymer, usually, may be the 10,000 to 500,000 , it is a 
preferably 50,000 to 200,000 . While emulsion polymerization 
and namely, aforementioned containing ^ element 
(meth)acrylic acid ester which you follow conventional 
method, (meth)acryiic acid ester , and according to needother 
starting material, emulsifying in aqueous medium making use of 
surfactant, addingthe polymerization initiator, agitating it can 
acquire aforementioned copolymer, with themethod which you 
polymerize. As aforementioned surfactant, without especially 
restriction as the anionic , canonic or nonionic surfactant it 
can use those of public knowledge, conbineduse with especially 
cationic surfactant and nonionic surfactant is desirable. As 
aforementioned polymerization initiator, it can use 
rxJymerization initiator of public knowledge, the for example 
diisopropyl peroxy dicarbonate or other peroxide ; azobis 
isobutyl airridine dihydrochloride or other azo type compound ; 
and (NH4)2S208 and K2 S2 08 or other persulfuric acid 
compound can list, reaction temperature at time of 
polymerization, usually,rray be 10 to 150 °C, it is a 
preferably 40 to 100 °C As needed it should have decided 
reaction time, according to types ofthe production scale , 
surfactant and polymerization initiator. 

[0018] (B) Fluorine containing alcohol 

(B) Fluorine containing alcohol of component is something wh 
ich operates as film forming auxiliary agent the is component 
which promotes film forming property of composition which 
isacquired By this film forming auxiliary agent , conposition 
which is acquired making film is doneeasily in surface of fiber or 
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[0 0 19] S7-y*7;i3-;KB) 14, TE-«3t(1 

) : 

Rfi(CH 2 ) n 0H (1) 

«Xttft*»4-250)/<-7;i/^a*ijx— rjua-efc 

[0 0 2 0] Rf 1 X*^^tl^&(Do^>0)^-yjl7tU7 

So K/^7^tP7^l/StLtli, fllitf CF 3 (C 
F 2 >3- « CF 3 (CF 2 ) 4 -, CF 3 (CF 2 ) 5 - % (CF 3 )2CFC 
F 2 - . (CF 3 ) 2 CF(CF 2 ) 2 - &tf(CF 3 ) 2 CF(CF 2 ) 3 - 

[00 2 1] mlsERf 1 <Do*>0j*-z>)\,*n7$i) 
i-f/Ht LTtt, «AtfTE-**(8) : 



[0022] 

[4b 2 ] 

F4CFCF 2 0^(R69_ (8) 
CF 3 

[0 0 2 3] R*I4-CF(CF 3 )- % -CFjCFj-, X 

14 -CF(CF 3 )CF 2 - T?fty, mliOXI*1"efty, LI41 
~7<Dft«L »*L<tt2-40)S»-C?ft6) T*S2tl 
So »/^-7JU*PtK«Jx— riU3l<D«i*«t LT(4, 
CF 3 CF 2 CF 2 0CF(CF 3 )CF 2 -, CF3CF2CF 2 0CF 2 CF 2 - % F[ 

cf(cf 3 )cf 2 o] k - (::■(?, kf*i -sommv&Z) 

, CF^F 2 CF20CF(CF 3 )-, CFgCFsCF^tCFCCF^CFoO] d 
CF 2 CF 2 — , CF^CFjOfCFCCF^CFjO],, CFOT^CFj-, 

&yCF3CF 2 CF20[CF(CF3)CF20] d CF(CF3) - (CCT?, 



other material, as a result, low ternperature curing does and 
thefilm(fllrn) where water and oil repellency is high is acquired 
As for fluorine contairtirig alcohol (B) , those of liquid are 
desirable with ambient temperature. 

[0019] As for fluorine containing alcohol (B) , below-rrentione 
d General Formula (1) : 

Rfl(CH2)nOH (1) 

It is displayed with (In Formula, Rf 1 is rjerfluoroalkyl group of 
carbon number 4 to 6 or perfluoropolyether group of 
thecarbon number 4 to 25, n is integer of 1 to 6 and preferably 
lto4. ). 

[0020] As for rjerfluoroalkyl group among group which are sho 
wn with Rfl , thebelow-rnentioned General Formula : 

CqF2q+l - 

It is a straight or branched rjerfluoroalkyl group which is display 
edwith(In Formula, q is integer of4 to 6. ). When q under 4, 
becomes fluorine containing alcohol where boiling point istoo 
low, exceeds 6 conversely there are times when those ofthe 
liquid state are difficult to obtain with ambient temperature. As 
saidperfluoroalkyl group, for example CF3 (CF2)3 - , CF3 
(CF2)4 CF3(CF2)5 - and(CF3)2CFCF2- ,youcan 
list ( Oft )2CF(CF2)2- and(CF3)2CF(CF2)3 - . 

[002 1] In addition, as perfliioropolyether group among aforerre 
niioned Rfl, for examplebelow-mentioned General Formula (8) 



[0022] 

[Chemical Formula 2] 



[0023] It is displayed with (In Formula, R6 is -€F(CF3)- , -C F 
2 C F2-, or the-C3F(CF3)C F2- , mis 0 or 1, L integer of 1 to 
7, isthe integer of preferably 2 to 4. ). As ernbodirrent of said 
perfluoropolyether group, CF3 C F2 C F2 OCF(CF3)C F2 - , 
CF3CF2CF2OCF2CF2- andF[CF(CF3)CF20]k- 
(Here,k is integer of 1 to 5. ), you can list group which is 
shown with CT3CF2CF2(XF(CF3) -, theCF3CF2CF2 
qCF(CF3)CF20]dCF2CF2-, CF3 C F2 C F2 0[CF(CF3)C 
F2 0]dCF(CF3)CF2-, andCF3CF2CF2qCF(CF3)CF2 
0]dCF(CF3) - (Here, d is integer of 1 to6. ). 
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[002 4] -jfeaSO) V&£hZ>$Z>vm7 
0MWmtLX\t. C^gC^OH % C 4 F 9 CH2CH 2 0H , k 
F^CHjOH , C/^HgCHjOH , 



[0024] As errbodirrent of fluorine containing alcohol which is d 
isplayed with General Forrnula(l) ,the C4 F9 CH2 OH , G» 
F9CH2CH20H, C6Fl3CH20Hand C6F13CH2CH2 
OH , 



[00 2 5] 



[ft 3] 



F-^CFCF 2 O^CFCH 2 QH 
CF 3 CF 3 



F-^CFCFgO^CFCHgOH 
CF 3 CF 3 



[0025] 

[Chemical Forrrula 3] 



F-£c FCF 2 O^CFCH 2 CH 2 0H f-(-c fcf 2 o-^c F 2 CF 2 CH 2 CH 2 0H 
CF 3 CF 3 CF 3 



CF 3 



F-(-C FCF 2 0^-C FCH 2 CH 2 0H 
CF 3 CF 3 



F-(-CFCF 2 O^CFCH 2 0H 



CF 3 



CF 3 



[00 2 6] Vir^tl&itS 

[0 0 2 7] 
lit 4] 

F-(-C FCF 2 o9^CFCH 2 CH 2 0H 
CF 3 Af 3 



f4cfcf 2 o^-cfch 2 oh 
cf 3 cf 3 



[0026] So be able to list compound which is shown, among thes 
e,below-mentioned formula: 

[0027] 

[Chemical Formula 4] 



[002 8] V*£tl%tO)tf1tftiLl\ Ztlt><7)$7 
[0029] **BB(0«lS*(Cte^T, (B) /SAHIBS 

gii, MSB (A) at; (B) fit»(D«sxi*««iia)ai«a) 
«Hicjti:T5asa«>tii<c>:^. ftttwici*, cb) j$# 
\*. (A) f$^ioo Masfcu, a? j % 0.5 -2om^gp 
»*L<i*i~io»tt»-cfcs D (b) 



[0028] So those which are shown are desirable. Or 2 kinds or m 
ore it is possible to combine these fluorine containing alcohol, 
even with the 1 kind alone. 

[0029] In composition of this invention, as needed it should ha 
ve decided compounded amountof (B) component, according 
to types of aforementioned (A) and(B) componentor types 
of fiber or other material. Concretely, as for (B) conponent, 
(A) component per 100 parts by wei^it , usually, itis possible 
to be a 0.5 to 20 parts by weight, it is a preferably 1 to 10 
parts by weight. When (B) component is too little, film 
forming property of compositiomvhich is acquired being 
inferior, when it is many conversely, itbecomes result which 
obstructs water and oil repellency. 
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[0030] ttofoomtntit 
*$zw<D®f$.fy{z\^ me (A) aif (B> f&Kom^z. 



[0031] «*a»*jfltt«a>UB 

2) /*#(A) l=rt#(B) *jS»rS3Sit 

3) S.ft#J*ffll^Trt#(B) MUbLfcft, ltt»(A> 

1) U\, *fc, IMMUtSytLTIi, «A 



[0 03 2] ft*ft»ftjflj£fea>&;ij£ift 

£*lfcl*o 80-120 o Cx30f*-3»ra<D^ffiS£ 

«*<fi:b*ifcSL 130 -180 °Cx30f*-3»ra<Z)*3.7 



[0 0 3 3] 
[£1605] 

C£*tti] (WR1 L) TIBS 



[0030] Other additive 

It is possible to conposition of this invention, to use accordin 
g to need other additivefor other than aforerrentioned (A) and 
(B) component, for example other water repellant, other oil 
repellant, you can list crosslinking agent , the insecticide, fire 
retardant, wrinkle-proofing agent , antistatic agent and 
softener. 

[0031] Manufacturing water and oil repellant composition 
To obtain conposition of this invention, 

1) component (B) , beforehand, description above or after melt 
ingin monomer, method of copolyrnerizing these monomer. 

2) component (B) is added to component (A) method 

After emulsifying component (B) 3) making use of emulsifier, i 
taddsto component (A) method 

Is listed, among these, in point of stability after adding, thel) m 
ethod is desirable. In addition, you can list for example 
cationic or nonionic surfactant as aforementionederrulsifier. 

[0032] Method of use of water and oil repellant composition 

Water and oil repellant composition of this invention is covere 
d to substrate by appropriatemethod types of substrate, 
according to adjusted state. After diluting water and oil 
repellant composition of for example this invention, with 
according to need water, itapplies to substrate making use of 
dip coating and spray or other known coated fabric means, 
matter being treated where next, water and oil repellant 
composition was covered heat treatment is done, condition of 
said heat treatment is not limited especially. After preliminary 
drying of for example 80 to 120 °CX30secorrito3minwas 
done, curing of 130 to 180 °CX 30 second to 3 minis done, 
but of course, it is a feature of this invention, also drying at 
thetemperature which is lower than is possible. 
Aforementioned substrate is not something which especially 
isrestricted, in point which is superior in water and oil 
repellency and antisoiling property or othergrant, fiber, 
paper , leather , fur and plastic aredesirable, in point which 
shows water and oil repellency which is superior, theespecially 
wool is desirable. 

[0033] 

[Working Example(s)] 

[Synthesis example 1] In glass reactor (volume 1L), below-rrent 
ioned formula: 
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C n F 2h# . 1 CH 2 CH 2 0C0CH=CH 2 

p°p£ : 7p^-kfc-i35, -t£S3M («) m 10.0g , a 

tf#-f *>tt»BBtt* CSp a n * : x-7;uy>104P, ft 
I (*) H] 2.5g£A*u mzT9\£x4v?Wr 

f*x-7j|/S;a>(0SI^»aatt21.2%-eftofc. :cds 



aF2^i(^CH2 0COC2i=CH2 

While fluorine containing acrylic acid ester 60g , lauryl methac 
rylate40g and film forming auxiliary agent A( Table 1 
reference) 5g which are shown withthe (n being a integer which 
consists of 6 to 12, is 9 withthe mean value. ), pure water 347. 
5g, acetone 40g and cationic surfactant ( tradename : Fluorad 
FC-135and Surrdtomo3MUdrrake)10.0g, inserting and 
nonionic surfactant ( tradename : Errulgen 104P and Kao 
Corporation (DB 69-053-5703) make) 2.5g,rurtherrrore after 
adding azobis isoburyi arrridine dihydrochloride 0.2g under 
nitrogen atmosphere, 5 hoursagitating with 70 °C 
copolymerization reaction it did solid component 
concentration of copolymer emulsion which is acquired was 2 1 . 
2 %. This copolymer emulsion was designated as composition 1 . 



[0034] [£JS«2~8] *«(ZjSHT, 1 
<D36B»*Aa>«t?yfZ, £Ig«]#jB~H ( 

bi#b) &mi*tzVi9Ut % £f$.mi trnmamftizz 



[0 0 3 5] 



[0034] [Synthesis example 2 to 8] In each example, other than 
respectively, using filmforming auxiliary agent B to H( Table 
1 reference) inplaceof filmforming auxiliary agpnt Aof 
synthesis example 1, with operation of being similar to the 
synthesis example 1, composition 2 to composition 8 was 
synthesized solid component concentration of composition 
which is acquired is shown in theTablel. With corrposition6, 
polymer precipitated 

[0035] 
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1 1 [Table 1] 



No. 


i « « a 




mSiM 1 


CF 3 CF 3 


9 1 9 




B : F-^-CFCFzO^-CFCHzCH^H 
CF 3 CF S 


2 0.6 




1 3 I 
CF 3 0F 3 


2 1. 5 




D: F-(-CFCF 2 0^-CF0H20H 
CF a CF 3 


2 0. 9 




+ j \^ ✓ ✓ it j y *-* j \ 


1 9 ft 


mtsmi 


F : 7P'J:f— bFC-40 * 
G :X^U>yj3-^ 


3. 3 
2 1.3 




H : 3-* h*->-3- *<?fr79S-)V 


2 2. 2 



[0 0 3 6] C^ffi^l ~4&tfiti&0iJ1 -4] &«y(Z 

)i>®ty<»®7mm)Rif%itei±m)£* jis 

L-1O920X^U-;iRt;AATCC-TM118-1966lZ^tNPiffiL 



[003 7] 



[0036] [Working Exanple 1 to 4 and Comparative Example 1 
to 4] In each example, diluting composition of No. which is 
shown in the Table 2, with water, it manufactured treatment 
bath of solid conponentwr^rtTation 0.5 wt% In this 
treatment bath 1 minute after soaking wool weave, said wool 
weave with themangle drawing and wet pick up were designated 
as 80%. Next, heat treatment of 100 °CX 3 ran which 
combines preliminary drying and curingwas done. In this way, 
you appraised water repellency oil repellancy water repellency 
(WR) and oil repellancy (OR) of thewool weave which was 
treated, respectively, in accordance with spray method and 
AATCC-TM1 18-1966 of JIS M092. Result is shown in 
Table 2. WR in Table 2, numerical value of OR, in each case, 
when the it is large, shows fact that water repellency or oil 
repellancy is high. 

[0037] 
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[Table 2] 







WR 


OR 


ffiffitflf 1 

■^JJaV'J J. 


KU/WK/ 1 


inn 


c 
D 






inn 

1 u u 


A 
** 




(WWW o 


1 n n 


0 


mm 4 




1 00 


4 


nam i 




100 


2 


mm2 








mm 3 




90 


1 


mm 4 


mm 8 


90 


2 



[0 0 3 8] 



[0038] 

[Effects of the Invention] As for water-dispersing type fluorine 
type water and oil repellant conposition of this invention, 
curing doing with low temperature, thefilm etc which is superior 
in water and oil repellency is acquired Therefore, as for said 
conposition, it is ideal in order to grant water and oil 
repellencyto those which cannot do high terrperature heating 
like fiber , paper , the leather , fur and plastic. 
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